Key indicators: single-crystal X-ray study; T = 294 K; mean (C-C) = 0.004 Å; R factor = 0.046; wR factor = 0.121; data-to-parameter ratio = 14.9.
In the title compound, C 32 H 16 S 4 Á1.5C 6 H 6 , the substituted cyclooctatetraene (COT) ring compound has approximate local D 2 point symmetry of the so-called 'saddle' form: the dihedral angles between neighboring benzo [b] thiophene units are 61.33 (4), 61.61 (4), 56.443 (14) and 58.32 (4) . The short distance [3.545 (1) Å ] between an S atom and the centroid of a benzene ring in a neighboring molecule may indicate SÁ Á Á interactions in the crystal.
Related literature
For the synthesis, see: Kauffmann et al. (1978) . For related structures, see: Krö mer et al. (2000) ; Mak & Wong (1987) ; Rajca et al. (1997 Rajca et al. ( , 2000 ; Wang et al. (2007) .
Experimental
Crystal data 
Comment
In current electronic and supramolecular chemistry, the rational design of macrocyclic compound represents one of the most exciting and rapidly developing fields, owing to their potential as functional materials (Krömer et al., 2000) . Mostly, the compounds with central COT ring have the "saddle" form (Rajca et al., 1997 , Mak & Wong, 1987 , Rajca et al., 2000 , Wang et al., 2007 , such as tetra-o-phenylene, tetra-o-thiophene. In these "saddle" form molecules, the average dihedral angle of "saddle" form is different when the structural unit is different. Cycloocta [l,2-b:4,3-b':5,6-b":8,7-b"'] tetrathionaphthene (I), with benza[b]thiophene as the structural unit was synthesized by Kauffmann et al. in 1978. In our ongoing studies of macrocyclic compounds, we find the structural unit plays an important role on the crystal structure and intermolecular interaction. In present paper, we report the crystal structure of I.
As shown in I (Fig. 1) , three orthogonal C 2 axes of symmetry are compatible with the D 2 point group. One pair of the orthogonal chiral axes (e.g., R,R) corresponds to the two 1,1'-linkages and the other pair (e.g., S,S) corresponds to the two 2,2'-linkages of the benza[b]thiophene moieties. The four dihedral angles are 61.329 (35)° between   C24-C25-C26-C27-C28-C29-C30-S4-C31 and C16-C17-C18-C23-C22-C21-C20-C19-S3,   61.610  (39)°  between  C8-C9-C10-C11-C12-C13-C14-S2-C15  and  C1-C2-C3-C4-C5- C6-C7-C32-S1, 56.443 (14)° between C16-C17-C18-C23-C22-C21-C20-C19-S3 and C8-C9-C10-C11-C12-C13-C14-S2-C15, 58.315 (34)° between C24-C25-C26-C27-C28-C29-C30-S4-C31 and C1-C2-C3-C4-C5-C6-C7-C32-S1. The average value (59.4°) of the four dihedral angles is smaller than that in tetra-o-phenylene with 65° (Rajca et al., 1997) and larger than that in tetra-o-thiophene with 51.7° (Wang et al., 2007) . The distance between S1 and the centroid of plane (C25, C26, C27, C28, C29, C30) is 3.378 Å, which indicating obvious S-π interaction between the neighboring molecules. Under the effect of S-π interaction, the molecular arranges with the reversal one in the crystal packing as shown in Fig. 2 .
Experimental
The title compound was synthesized according to the method of Kauffmann (1978 The H atoms were geometrically placed (C-H = 0.93Å) and refined as riding with U iso (H)=1.2U eq (C).
Figures Fig. 1 . The molecular structure of (I) with displacement ellipsoids drawn at the 50% probability level. 
